S2 ppm),. In some of the cases, the 13 C of compound were recorded in a 7:3 mixture of CDCl3 and CCl4. In those 13 C a spectrum, the peak seen at δ 96.0 ppm corresponds to the carbon of CCl4.
Mass spectra were recorded under ESI/HRMS at 60,000 resolution using Thermo Scientific
Exactive mass spectrometer with orbitrap analyzer.
• All the synthesized compounds bear a hydrazide moiety and the 1 H & 13 C NMR of these compounds were broadened due to the presence of rotamers. Hu, D.; Grice, P.; Ley S. V. J. Org. Chem., 2012, 77, 5198.
1.1Typical Procedure for the Rhodium Catalyzed Ring Opening of Diazabicyclic Olefins through C-H Activation of Aryl Ketones
A mixture of azabicyclic olefin 1 (1.0 equiv), aryl ketone 2 (1.0 equiv.), NH4OAc 3 (2 equiv.), [RhCp*Cl2]2 (3 mol%) and Cu(OAc)2 (2.0 equiv.) were weighed into a Schlenk tube and degassed for 10 minutes. Dry dichloroethane (1 mL) was added and the reaction mixture was purged with argon and allowed to stir at 80 0 C for 24 hours. The solvent was evaporated in vacuo and the residue on 100-200 mesh silica gel column chromatography yielded functionalized cyclopentenes.
Synthesis and characterisation of functionalized cyclopentenes
Diethyl 1-(2-(2-acetylphenyl)cyclopent-3-en-1-yl)hydrazine-1,2-dicarboxylate (4)
Following the general experimental procedure, the bicyclic olefin 1a (100 mg, 0.42 mmol), : δ 201.8, 156.1, 152.9, 143.8, 137.8, 132.8, 132.2, 130.6, 129.3, 129.1, 126.2, 67.9, 61.9, 61.8, 47.2, 34.8, 29.8, 14.5, 13.9 . 4, 156.7, 155.7, 144.4, 142.8, 134.4, 133.2, 130.0, 129.6, 126.9, 69.5, 693, 67.8, 46.9, 34.8, 29.8, 22 .1, 21.7.
HRMS (ESI-

HRMS (ESI-Orbitrap) m/z: (M+Na)
+ calcd for C21H28N2O5 411.1896, Found: 411.1897.
Di-tert-butyl 1-(2-(2-acetylphenyl)cyclopent-3-en-1-yl)hydrazine-1,2-dicarboxylate (6)
Following the general experimental procedure, the bicyclic olefin 1c (100 mg, 0.34 mmol), 155.0, 144.1, 132.9, 132.3, 130.5, 129.5, 129.1, 126.0, 80.6, 80.5, 67.3, 47.3, 35.0, 29.8, 28.3, 28.2, 27.7 . 156.7, 155.6, 141.8, 135.9, 135.4, 134.3, 133.8, 132.5, 130.5, 128.6, 128.3, 127.9, 127.7, 126.8, 70.9, 67.9, 67.7, 49.5, 34.8, 29.8 .
HRMS (ESI-
HRMS (ESI-Orbitrap) m/z: (M+Na)
+ calcd for C29H28N2O5Na, 507.1896; found: 507.1891.
Diethyl 1-(2-(2-acetyl-5-methoxyphenyl)cyclopent-3-en-1-yl)hydrazine-1,2-dicarboxylate (8)
S5
Following the general experimental procedure, the bicyclic olefin 1a (100 mg, 0.42 mmol), 4, 162.7, 156.4, 156.2, 147.7, 132.7, 132.4, 130.7, 130.2, 114.5, 111.6, 67.9, 62.1, 61.8, 55.4, 47.2, 34.9, 29.5, 14.5, 14.4 . atmosphere for 24 hours gave the product 9 as a viscous liquid (128 mg, 83%).
HRMS (ESI-
Analytical Data of 9:
TLC (SiO2): Rf: 0.46 (25% Ethylacetate-hexane 8, 162.7, 156.4, 155.8, 147.9, 132.6, 132.3, 130.7, 114.4, 111.4, 69.5, 69.3, 67.6, 55.3, 47.2, 34.9, 29.7, 29.4, 22.1, 22 .0. 6, 156.7, 155.7, 144.3, 142.8, 134.4, 133.2, 130.0, 129.6, 126.9, 69.5, 69.3, 67.8, 46.9, 34.8, 29.7, 22.1, 21.9 . 155.8, 155.1, 144.5, 143.11, 135.3, 133.2, 130.3, 129.8, 126.6, 80.5, 70.0, 67.1, 47.0, 34.9, 29.7, 28.2, 28.1, 27.6, 21.4 . atmosphere for 24 hours gave the product 12 as a viscous liquid (93.9 mg, 70%).
HRMS (ESI-
Analytical Data of 12:
TLC (SiO2): Rf: 0.57 (25% Ethylacetate-hexane).
1 H NMR (500 MHz, CDCl3, TMS): δ 7.58-7.49 (m, 2H), 7.43 (brs, 1H), 7.15 (brs, 1H), 5.93-
